Optimization of Reaction Conditions for Products
Initially, we treated 2-(1H-pyrrol-1-yl)aniline (1a) with FeBr 2 (20 mol %) and HOAc (0.3 mmol) in DMSO at 100 o C for 12 h, the product pyrrolo[1,2-a]quinoxaline 4a was formed in 46% yield (entry 1). Afterwards, different Fe catalysts were investigated and Fe(0) was confirmed as the best choice (entries 2-5). Furthermore, a acid screening indicated that HOAc was the best. Other acids, such as TfOH, TsOH, and TFA resulted in low yields (entries 6-8). When we reduced or increased the reaction temperature, the yields decreased (entries 9-10). Finally, when we carried out the reaction under the O 2 atmosphere, the yield did not increase (entry 11). And no product was detected under N 2 atmosphere (entry 12). Thus, the optimized reaction system for this Fe-catalyzed cyclization reaction was: 1a (0.3 mmol), Fe(0) (0.06 mmol), HOAc (0.3 mmol), and DMSO (3 mL) at 100 o C under air for 12 h. General procedure for products 3: the 2-(1H-pyrrol-1-yl)aniline 1 (0.3 mmol), 2-methylpyridine/quinoline 2 (0.6 mmol), Cu(OAc) 2 (20 mol %), TFA (0.3 mmol), DMF (3 mL) were added to a 25 mL tube with magnetic stirrer bar. The reaction mixture was stirred at 120°C (oil bath temperature) with a O 2 balloon which was attached to the reaction tube for 12 h. After the reaction was finished (monitored by TLC), the mixture was cooled to room temperature, quenched with solution of NaHCO 3 (10 mL) and extracted with EtOAc (3 × 10 mL). The combined organic layers were dried over anhydrous MgSO 4 and the solvent was removed under vacuum. The crude product was purified by column chromatography (EtOAc/hexanes) on silica gel. General procedure for products 4: the 2-(1H-pyrrol-1-yl)aniline 1 (0.3 mmol), Fe(0) (20 mol %), HOAc (0.3 mmol), DMSO (3 mL) were added to a 25 mL tube with magnetic stirrer bar. The reaction mixture was exposed to the air and stirred at 100°C (oil bath temperature) for 12 h. After the reaction was finished (monitored by TLC), the mixture was cooled to room temperature, quenched with solution of NaHCO 3 (10 mL) and extracted with EtOAc (3 × 10 mL). The combined organic layers were dried over anhydrous MgSO 4 and the solvent was removed under vacuum. The crude product was purified by column chromatography (EtOAc/hexanes) on silica gel. 
Experimental Section for Products

Characterization Data for All Products
J = 7.7 Hz, 1H), 7.57 (t, J = 7.6 Hz, 1H), 7.05 (d, J = 2.6 Hz, 1H). 13 C NMR (100 MHz, DMSO) δ 158.6, 152.3, 148.6
